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CHEMICAL STRUCTURE OFPRfOTOMYOIM

Totvahydircprotomyeia (1) was o~onvo-pted. in~to oxime with
hydvoxy'.amivn.-py'idifne in~ ethianol. The reaction mixture
tremina~ed viscous imspite 6rf several procedures of purifi-
z3atioa$ so that it was treated with bin]. of 751% 'A2804 00
toiling water bath to induce Bekmann~'s rea-va ngent.
Thie reaction mixture was Ailutted with 20 volumes of water
and steam distiled. The oily scid in the distillate waa
treated with p-.phenoylazopheoaoylbroinido, The resulting
aster (ri) o-range colored anil mnelting a*'# 54-5500t Gatin-
fied the molecule'- f orinula* , 025H3027204. Thuo, the Oxiine
of tetrahydro protomyoin gave am aoid, OlOHl]9 COV~n, by
Boo~hnaann'e -er-anagme'2t follorod 'by bydroly3s.s.

The st-ruature of tbe acid van provoid by' the~ synthosis
Of the doejA thro~nqh fol~c,*isng Gteio,a em;lr~yina v~ittly,'
react 1. 6.1 .
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The eyntheti6 acid was converted to p-pheaiylazopheo-
anyltsteor(IV) M.P. 60.4200.

The mixed melting point (5500Y, elemental analysis
and infrared spectrum Were sufficient to occlude the
identity of the compounds (1I) and (III).

"A ili-acid from tetyahvdw-rarm•Lr n oxime.
A mixture of tetrahyd oprotomyoi•ni28,g, 3,66 mol),

py9ridine (290cc) and hydroxyzamine hyd-ochloride
(254mg) in 10 ml ethanol was vefluxed for two hours,
evaporated washed with water and ether and dried.

Since ihe residue remained viscous in spite of
several treatments, 10 v:l. of 80% sulfurio acid was* added heated on boiling water bath for 1 hour, poured
into 200 ml. of cold water and steam-distilleA.
The distillate o~ntainin floating oily material
consumed 2.04 mol equivalent of sodium hydroxide on
neutvalination with standarized 0.11 Na0ff. The neut-

SYaxiied solution was evaporated in vaouo and refluxed
with 500 .mg of p-phenylazophenaoyl bromide in 80%
aqueous ethanol for two hours. The reaction mixture
was evaporated to dryness and separated from original
reageut -by silioio acid ohromatography developbd with
tgdgedb. Twice veopysta!ization from 95% DtU gave
oacige needles (II), M.P. 54-55oC.•

Aetal. alod. for 025N3 03203: 0, 73.71; 3, 7.79;
Nt 6.60.
Pound: O, 73.861 N, 7.44; i, 6.'q.

The elemental analysis suggested the origima1
acid to have as empirical formula of 0101H9g-21 0DOR.

-h,.henvlag oh snag ZlM-ethul .is o-ropenrl[i-methyl
eaproate (III)

Synthetic active amyl bromide (b.o, 121-12500)
for starting material was prepared aocoyding to
conventional method of GTignard Teaction and
bvomination from eec. butylbroomide and -formaldehyde,
followed by treatment with Z'28OA-H•.

To 40 ml. of ethanol was dissolved 3g of metallic
sodium and 17g of ethyl aoetoaoetate. The active
amyl bromide prepared above (2 1.5x, 0.13 mel.) was
addeO dropwiseoly to this sont.,oion with stirving over
a period of 2 houvis. After oc~pleticon c the addition,
±-he reaction mixtuve was heated to -:efluxing and
stirTred for more five hoursý oooled, added with about

ml . of aoetic acid and extranted with ethe-ýo



Aftprr romoving ether, the Tes' 'due 7.as distilled in
vanuo to obtain 9.5g (0.055 Mol.) of el.hyl aC--.-'ve
ariyI--a,;c-tuaoe-'ate. DP. 1~0500 10 rn-m.:

T2o ethanol (25cc), disso-lv'ing 1.115g of mfl'tallic-
sodium vs a-'Aec the abovc obtained othyl act-ive

amy--."toace-late. To the reslilt-'ng scolut-ion was

ove-,, a peri-od of one houv and -reflu-.ed for~:.ioa
three hours. The -reaction mix-ture was t--(eate-". as
above. The eistillate at 550C (7 mm Hz) was ocollected.
Yield 5.59 (0.025 molj.)

To 4.Ag o'bromobenzene in 14 ml. of c-ti-er wjas
added 400 mg. of metallic lithium, AfUe-r spcnntaneous
'reaction had subsided, the reaction miztu-re ,7as heated
to *reflux to dissolve 'remaining por-tior1 ff the et al..
To the resulting solution was ad-dedl 12R of tx-cIrheny"
vmeth~y1 phosrhonium bvomide and stirred for 30 min,.
The above prepa~ea ester (5.59) in 1'.7 r,-._ ethi"r .ras
added and st-i.-ed -for 30 minut-es, fo~~w6 I07 -efuxing

G!r i-ke ho~r.-s. "'he -resultuing- mnxtuxre filted
and the f ilt-eitc vwaz eva-ovrated, The eius

~i~tiledto g:.7, an oily material '5L 1  
(- 4g

. r f - T~L;. was ve ~fuxed w:-trn2ý-
H2 S0.j fr)- f 'o jiao u-rs a rd 8 te a T -dit 111ed- :1
I i e. et-I 1r; tI -z ied r ith sa JL-iazyx a-,ý ye 0
(0.0038 md 0 , 1;e~ p in vacuJo ra-ý ý

~~~ ~~brominc in e-tIi~anm-r Trej:si
e e t U~~; --I*r.s Tvreea4 f'rom the -reagent thl-ough.
silic~in acid chromatog'raphy arid, recryst-allized f>rori
et 'aan o,'- Chvov-atography or, siiciO:sc~ anaZ
zation we*,re 'repeat-ed, i) 'refering to infrared s;ect=u..

The infrared spect'rum of the ester was completely
ident-ical with the corresponding derivative from
p~rotornycin (11) Mixed melting point of (ITA) and (!'!- -
was 5500 in) sve'ral 'ratios 6f mixiars.
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